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Abstract. This study was part of the Megacities Initiative:
Local and Global Research Observations (MILAGRO) ﬁeld
campaign conducted in Mexico City metropolitan area dur-
ing spring 2006. The physical and chemical transforma-
tions of particles aged in the outﬂow from Mexico City were
investigated for the transport event of 22 March 2006. A
detailed chemical analysis of individual particles was per-
formed using a combination of complementary microscopy
and micro-spectroscopy techniques. The applied techniques
included scanning transmission X-ray microscopy (STXM)
coupled with near edge X-ray absorption ﬁne structure spec-
troscopy (NEXAFS) and computer controlled scanning elec-
tron microscopy with an energy dispersive X-ray analyzer
(CCSEM/EDX). As the aerosol plume evolves from the city
center, the organic mass per particle increases and the frac-
tion of carbon-carbon double bonds (associated with elemen-
tal carbon) decreases. Organic functional groups enhanced
with particle age include: carboxylic acids, alkyl groups, and
oxygen bonded alkyl groups. At the city center (T0) the most
prevalent aerosol type contained inorganic species (com-
posed of sulfur, nitrogen, oxygen, and potassium) coated
with organic material. At the T1 and T2 sites, located north-
east of T0 (∼29km and ∼65km, respectively), the fraction
of homogenously mixed organic particles increased in both
Correspondence to: M. K. Gilles
(mkgilles@lbl.gov)
size and number. These observations illustrate the evolution
of the physical mixing state and organic bonding in individ-
ual particles in a photochemically active environment.
1 Introduction
Organic carbon (OC) is a large component of submicron
atmospheric aerosol particles. Quantitative and qualitative
analysis of organic aerosols poses substantial challenges for
ﬁeld measurements (Fuzzi et al., 2006) because of their
small size and chemical complexity. For developing robust,
physically-based models of climate change and visibility, as
well as understanding aerosol environmental and health ef-
fects, a detailed understanding of aerosol organic carbon and
its atmospheric processing is necessary.
OC dominates the submicron aerosol mass in many ge-
ographical locations, particularly downwind of urban sites
(Zhang et al., 2007), regions with large biogenic OC sources
(Geron, 2009), and areas affected by biomass burning (Reid
et al., 2005). A large fraction of the OC from both anthro-
pogenic and biogenic sources is thought to be low volatility
condensed phase species that arise from photochemical ox-
idation of gas-phase precursors (Robinson et al., 2007; Se-
infeld and Pankow, 2003). To improve our understanding
of organic aerosols, ﬁeld studies in photochemically active
areas with large biogenic and anthropogenic organic carbon
emissions are essential.
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Various techniques measure organic aerosol particles on-
line and off-line. The most prevalent on-line techniques are
bulk aerosol mass spectrometers, single particle mass spec-
trometers, and thermo-optical (Bae et al., 2007; Canagaratna
et al., 2007; Murphy, 2007). Although these techniques are
useful for quantiﬁcation of bulk organic matter, they have
limited application for molecular level understanding of or-
ganic aerosol. For example, bulk aerosol mass spectrometers
and single particle mass spectrometers cannot identify par-
ent molecular species due to extensive fragmentation upon
ionization. Thermo-optical methods quantify elemental and
organic carbon based upon instrumental deﬁnitions. In gen-
eral, bulk techniques provide average properties and any in-
formation on different particle types, internally or externally
mixed, is lost.
Coupled spectroscopic and microscopic methods pro-
vide elemental and molecular detail on individual particles.
Transmission electron microscopy (TEM) and scanning elec-
tron microscopy (SEM) yield detailed images of the physi-
cal structure of individual particles (Laskin et al., 2006; van
Poppel et al., 2005; Hopkins et al., 2008). Electron mi-
croscopy with energy dispersive X-ray (EDX) microanaly-
sis or electron energy loss spectroscopy (EELS) yields spa-
tially resolved chemical composition of individual particles
(Alexander et al., 2008; Katrinak et al., 1992). One general
limitation of EDX is that quantitative analysis of low-Z ele-
ments (carbon, nitrogen, and oxygen) is not always possible
and requires time-intensive Monte-Carlo calculations (Ro et
al., 2003, 2004). TEM imaging with EELS can be used to
characterize carbon content of particles, but its limited en-
ergy resolution precludes detailed analysis of carbon bond-
ing (Katrinak et al., 1992). Furthermore, high-energy elec-
trons used in TEM and SEM may induce changes in chemi-
cal bonding (Braun et al., 2009; Egerton et al., 2004; Sayre
et al., 1977). These methods produce elegant images and el-
emental compositions for high-Z elements, but provide little
information about chemical bonding or oxidation states for
carbon, nitrogen and oxygen.
Scanning transmission X-ray microscopy (STXM) (Kirz
and Rarback, 1985; Kilcoyne et al., 2003; Beetz et al., 2003)
can acquire spatially resolved NEXAFS spectra at the car-
bon K-edge and was initially used for analysis of a small
number of particles (Maria et al., 2004; Russell et al., 2002).
Later studies have expanded to obtain more statistically rep-
resentative results (Takahama et al., 2007; Hopkins et al.,
2008; Hopkins et al., 2007b; Tivanski et al., 2007; Maria
et al., 2004). STXM microscopy is a synchrotron technique
that utilizes the “soft” X-ray radiation in the energy region
of ∼100–1000eV. In this region, high resolution spectral im-
ages are obtained for a detailed NEXAFS analysis at a lim-
ited spatial resolution of ∼25nm (Kilcoyne et al., 2003).
The STXM/NEXAFS technique compliments electron mi-
croscopy techniques because it provides detailed molecular
speciation for carbon. Although no single technique yields
a complete set of information about particle morphology,
chemical bonding, and elemental composition, their com-
bination provides a more comprehensive characterization of
particles collected in the ﬁeld (Hopkins et al., 2007a; Moffet
et al., 2008b).
The transformation of organic aerosol in Mexico City
has been extensively characterized in several ﬁeld studies
(Molina and Molina, 2002; Molina et al., 2007). During day-
light hours, the observation of extremely active secondary
organic aerosol formation was consistently observed (Volka-
mer et al., 2006; Salcedo et al., 2006). Although tempting
to attribute most of the organic aerosol burden to automo-
tive sources, recent ﬁndings suggest that widespread biomass
burning contributes signiﬁcantly to organic mass (Marley et
al., 2009b; Yokelson et al., 2007; Moffet et al., 2008a). In
the most recent ﬁeld study, the Megacities Initiative: Local
and Global Research Observations (MILAGRO) 2006, in-
tensive measurements characterized the increase in organic
mass with plume age (Doran et al., 2007, 2008; Kleinman
et al., 2008). However crucial, quantifying the bulk organic
mass is but a single piece of a complex puzzle. A more com-
plete description of OC requires microscopic and molecular
level speciation of organic matter within individual particles.
Here, we present detailed chemical speciation of individ-
ual particles collected at three ground sites during the MI-
LAGRO ﬁeld study. Particle analysis was accomplished
using computer controlled SEM/EDX (CCSEM/EDX) and
STXM/NEXAFS. Back trajectories and chemical measure-
ments of bulk particulate matter were used to identify a pe-
riod of air plume transport from the center of Mexico City
(T0) to the sites located progressively further from the city
(T1 and T2). Samples were chosen from this transport pe-
riod for detailed microscopic analysis to provide insight into
the aging of atmospheric particles.
2 Experimental
2.1 Sampling sites and particle collection
Particle samples were collected continuously at three ﬁeld
supersites (T0, T1, and T2) indicted in Fig. 1, during the MI-
LAGRO 2006 study. Sites were selected based on meteoro-
logical modeling and previous ﬁeld measurements that indi-
cated prevailing ﬂows from T0 to T2 (Doran et al., 1998).
The sampling times, locations, elevations, and relative hu-
midities are summarized in Table 1. At T0, particle samples
were collected at the rooftop of a ﬁve story building ∼20m
above the ground. T0 was an industrial/residential neigh-
borhood in the northern part of Mexico City surrounded by
heavy vehicular trafﬁc. The T1 site, located at the Techno-
logical University of Tecamac, was surrounded by farmland,
commercial, and residential areas. The T2 site, at the Rancho
la Bisnaga, was a rural site surrounded by farmland.
At all three sites, particle samples were collected using
compact Time Resolved Aerosol Collectors (TRAC) (Laskin
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Table 1. Summary of the sampling sites, times, locations and relative humidity.
Site Name Sampling Time
(CST)
Location Elevation
(m)
Relative
Humidity†
(%)
Max.
Relative
Humidity†
(%)
T0 12:30–12:45 19◦290233.6000 N
99◦08055.6000 W
2240 31 72
T1 13:00-13:15 19◦42012.4100N
98◦58059.1200 W
2273 30 90
T1 18:00–18:15 40
T2 14:30–14:45 20◦ 0035.8100 N
98◦54032.3700 W
2542 33 88
T2 19:30–19:45 64
† RH values reported in Marley et al. (Marley et al., 2009a).
Fig. 1. A map of the Mexico City area. The MCMA political border
is represented by the black line and the urban area is shaded in grey.
The colored lines are terrain contours every 250m. The location
markers with black dots are the T0-T2 sampling sites, Tula reﬁnery,
and Popocatepetl volcano. Blue and red lines indicate 12 h back-
trajectories ending at the T1 and T2 sampling sites, respectively, on
every hour over the period of 06:00–18:00CST on 22 March 2006.
Dots on the thick lines denote positions at hourly intervals for select
trajectories.
et al., 2006; Laskin et al., 2003). The TRAC samplers de-
posited particles onto prearranged microscopy substrates that
were automatically replaced every 15 min. Bulk particulate
matter was continuously collected onto Teﬂon strips using a
three-stage Davis Rotating drum Universal size-cut Monitor-
ing (DRUM) impactor (Cahill and Wayakabashi, 1993). Af-
ter collection, the exposed substrates were sealed and stored
pending analyses.
2.2 Sample selection based upon meteorological data
After an initial analysis of the ﬁeld data (Doran et al., 2007;
de Foy et al., 2008), a speciﬁc time period was chosen for
a detailed analyses – 22 March 2006. During that day, the
northeastern airﬂow was from T0 to T2. The Weather Re-
search and Forecasting (WRF) model reproduced the local,
regional, and synoptic meteorological conditions (Fast et al.,
2009). The predicted meteorological conditions were con-
strained by employing a four-dimensional data assimilation
technique in WRF using the available radar wind proﬁler and
radiosonde measurements. Figure 1 shows 12h back trajec-
tories for each hour between 06 and 18 local time (CST) at
T1 and T2. These were computed using a Lagrangian par-
ticle dispersion model (Doran et al., 2008; Fast and Easter,
2006). The trajectories indicate that the sampled air mass
from Mexico City advected northeast toward T1 and T2. The
travel time of the urban air plume from T0 to T1 and T2 was
approximately 3 and 6h, respectively. These times are con-
sistent with estimates of the median transport periods from
T0 to T1 (between 2 to 4h) and T2 (between 4 to 10h) (Do-
ran et al., 2008). During this sampling period, the surface
air temperature increased from ∼12C at sunrise to ∼26 C
by mid-afternoon. The maximum mixed layer height after
14:00CST was between 2.5 and 3.0km above ground level
at T0 and T1, but was ∼0.5 km higher at T2 (Shaw et al.,
2007).
2.3 Methods of laboratory analyses
In this work, analyses of the particle samples using four
analytical techniques are presented: (1) Proton Induced
X-ray emission (PIXE) provided elemental concentrations
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for time-resolved particulate matter samples collected by
the DRUM sampler; (2) Synchrotron X-ray Fluorescence
(SXRF) analysis provided additional conﬁrmation of time-
resolved elemental analysis; (3) CCSEM/EDX provided
imaging of individual particles and quantitative elemental
compositions; (4) STXM/NEXAFS provided speciation of
the carbonaceous content and its radial distribution within
individual particles.
2.3.1 Proton Induced X-ray emission
PIXE analyses of the DRUM collected samples were carried
out within several weeks following the MILAGRO 2006 ﬁeld
campaign at the Environmental Molecular Sciences Labora-
tory (EMSL) located at the Paciﬁc Northwest National Lab-
oratory (PNNL). Detailed experimental procedures are de-
scribed elsewhere (Johnson et al., 2006; Shutthanandan et
al., 2002). Brieﬂy, PIXE analyses were performed under vac-
uum (2×10−7 Torr) with a 3.5MeV proton beam. The result-
ing PIXE spectra were evaluated using the GUPIX program
(Maxwell et al., 1989), and mass concentrations of elements
were calibrated to known standards with a 5% uncertainty.
The ﬁnal results are reported as time series (mass per volume
of air sampled) with a resolution of 6 h.
2.3.2 Synchrotron X-ray Fluorescence (SXRF) analysis
Using the same samples as for the PIXE analysis, elemental
concentrations were also obtained with Synchrotron X-Ray
Fluorescence (SXRF) analysis. The SXRF data allowed for
a quality control of the PIXE data. Details of the SXRF anal-
ysis are described elsewhere (cf. Perry et al., 2004). The
SXRF analysis was performed using beamline 10.3.1 at the
Advanced Light Source (ALS) at Lawrence Berkeley Na-
tional Laboratory. The beamline 10.3.1 X-ray microprobe
is designed to operate at photon energies over the range
from 1.5 to 18.5keV using a white (i.e., nonmonochromatic)
beam conﬁguration. This energy range permits quantitative
analysis of the elements sodium through uranium for sam-
ples under vacuum. The beam is collimated to a 500µm
by 500µm spot resulting in a temporal resolution of 3h
and thus, allowed elemental characterization of transported
plumes. Previous tests have shown that the sample deposited
from the drum impactor is extremely uniform across sam-
ple deposition spot (Bench et al., 2002). Deconvolutions of
the raw X-ray spectra are performed using WinAXIL (Can-
berra). Quantitative analysis is performed by calibrating the
response of the system to a comprehensive set of 40 single-
element and multielement NIST-traceable standards (Micro-
matter, Inc.).
2.3.3 Scanning electron microscopy
A FEI XL30 digital ﬁeld emission gun environmental scan-
ning electron microscope at EMSL/PNNL was used for CC-
SEM/EDX analysis of the particle samples collected by
TRAC on ﬁlmed TEM grids (Copper 400 mesh grids, Car-
bon type B ﬁlm, Ted Pella, Inc.). During the analyses, parti-
cles were automatically inspected and their contours recog-
nized by an increase in the detector signal above a threshold
level. The instrument then acquired an X-ray spectrum for
each detected particle. Additionally, line scans were carried
out by scanning the electron beam through the center of the
particle while recording the EDX spectrum. In this work, the
EDX analysis was limited to particles with an equivalent cir-
culardiameterlargerthan0.2µm. TheX-rayspectrawereac-
quired for 10s, at a beam current of ∼500pA and an acceler-
ating voltage of 20 kV. The elements considered in the analy-
sis were C, N, O, Na, Mg, Al, Si, P, S, Cl, K, Ca, Ti, Mn, Fe,
Ni, Cr, Zn, and Pb. The atomic percent data for C, O, and N
are regarded as semi-quantitative, due to contributions from
the thin ﬁlm substrate as well as other experimental compli-
cations. Additional details of the CCSEM/EDX analysis of
particles deposited onto ﬁlmed grid substrates are described
elsewhere (Laskin et al., 2006), and references therein.
2.3.4 Scanning transmission X-ray microscopy
STXM/NEXAFS analyses of the same TRAC samples were
conducted at the ALS. The STXM instrument has been pre-
viously described (Kilcoyne et al., 2003), therefore only a
brief description is presented here. Soft X-ray radiation is
produced in the synchrotron using either a bending mag-
net (beamline 5.3.2) or an elliptically polarizing undulator
(beamline 11.0.2). Both beamlines cover the energy ranges
characteristic of C (290eV), N (403eV), and O (535eV)
absorption edges. Beamline 11.0.2 also covers the energy
range for S (170eV). The X-ray energy was selected with a
monochromator. A Fresnel zone plate then focused the X-ray
beam to a small (∼25–35nm) spot. To obtain an image at a
ﬁxed energy, piezoelectric nano-translators scanned the sam-
ple at the focal point of the X-ray beam while the transmitted
intensity (I) was measured. The energy was then stepped
and the sample scanned again for a series of energies (typ-
ically ∼110 steps for a carbon K-edge spectrum) to obtain
a “stack” of spectral images. The X-ray spectrum was con-
verted to optical density (OD) by measuring (I0) through a
particle free region of the sample and using the relation OD =
ln(I0/I) = µρt, where µ was the mass absorption coefﬁcient,
ρ was the mass density, and t was the material thickness.
CCSEM/EDX and STXM/NEXAFS analyses were carried
out over different sample regions to mitigate radiation dam-
age from prior exposure. This is particularly important for
the STXM/NEXAFS measurements that explicitly examine
chemical bonding. Particles smaller than 100nm were not
considered for analysis.
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Fig. 2. Time series of the particulate Sulfur mass concentrations at
the three sampling sites T0, T1, and T2 measured by PIXE and syn-
chrotron XRF. Starting with T0, each site was located progressively
farther from the Mexico City center. During the day of transport 22
March 2006 (DOY 80) large sulfur concentrations were observed at
all three sites, indicating effective capture of the transport plume by
particle samples. Additional transport days are indicated with the
gray bars.
3 Results and discussion
3.1 Conﬁrmation of the transport event of 22 March
2006 via elemental analysis
During the MILAGRO study, meteorological measurements
and modeling data indicated several days when aerosols orig-
inating in Mexico City passed through T1 and T2 (Doran et
al., 2007). The PIXE and SXRF data conﬁrmed that particles
from a regional plume were sampled and aided in selecting a
speciﬁc transport day for detailed particle analyses. The sul-
fur time series determined by PIXE and SXRF for the three
sites on 22 March 2006 (DOY 80) are shown in Fig. 2. At
every site, the data sets contained strong sulfur peaks which
indicate a heavily polluted air mass. During 22 March, the
total PM2.5 mass concentration at T0 (252µg/m3) was the
second highest value of the campaign (de Foy et al., 2008).
Collocated aerosol mass spectrometry measurements suggest
that organics accounted for the majority of the non-refractory
mass during this time (Aiken et al., 2009). Typically, sul-
fates and organics, coupled with the high altitude of Mex-
ico City (∼2200m), should provide ideal conditions for sec-
ondary aerosol production. However, O3 (125ppb) and SO2
(32ppb) maximum concentrations were not abnormally high
on this day (de Foy et al., 2008). Air mass back trajectories
(not shown) indicate that sulfate and organics from the Tula
reﬁnerycomplex(located∼112kmnorthofT0)werecarried
in the morning air ﬂow to T0, and subsequently ﬂowed from
T0 to T1 and T2. Therefore, the morning aerosol at T0 most
likely contained a mixture of fresh emissions and transported
aged emissions from Tula. Presumably, the mixture further
evolved during transport to T1 and T2.
3.2 Single particle analysis
3.2.1 SEM analysis
Typical SEM images from all three sites are shown in Fig. 3.
In all samples, a visible coating surrounding the particle
cores was observed. This coating was attributed to photo-
chemically formed secondary organic material. To conﬁrm
the organic nature of the coating, EDX line scans were per-
formed. X-ray line scans over particles from T0 are shown
in Fig. 4a. In Fig. 4a, arrows indicate the positions and di-
rections of line scans on the corresponding SEM image. X-
ray signals from carbon, sulfur, and potassium along the line
scans are shown in panels (b) and (c). The line scans indicate
the highest carbon concentrations occur at the particle edges
and that sulfur and potassium are enhanced at the particle
cores. The data suggest the particle cores are composed of
sulfates that are surrounded by carbonaceous material. Based
on the ambient RH (<71%, Table 1) and density measure-
ments made at T0 (Moffet et al., 2008c), particles collected
at T0 were in the non-hydrated state. Therefore, for Fig. 4,
the crystalline morphology observed in the SEM is expected
to be representative of particles in the ambient atmosphere.
Although to a lesser extent, potassium (which may indicate
contributions from biomass burning or cooking emissions)
is also concentrated at the particle cores. The CCSEM/EDX
analysisprovidesquantitativedataontheelementalcomposi-
tion and size of individual particles. However, CCSEM/EDX
measurements (other than line scan mode) probe the entire
particle and provide no information on a particle’s internal
structure.
3.3 STXM/NEXAFS analysis
To further probe particle’s internal structure, carbon K-edge
spectral maps from the STXM/NEXAFS analysis were ob-
tained. Carbon K-edge spectra and maps shown in Fig. 5
were obtained by singular value decomposition (Koprinarov
et al., 2002)using three components: 1) inorganic(IN), 2) or-
ganic carbon (OC), and 3) elemental carbon (EC). The three
chemically uniform and distinct particle regions (EC, OC,
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Fig. 3. SEM images of typical particles collected during the trans-
port event of 22 March 2006 at three sites.
and IN) are referred to as phases throughout the remainder of
this manuscript. The methodology employed to map phases
and assess internal mixing in individual particles using auto-
matedprocessingoftheSTXM/NEXAFSdataisdescribedin
a separate manuscript (Moffet et al., 2010). Figure 6 shows
representative sulfur, nitrogen and oxygen K-edge spectra
for these phases for T0, T1, and T2. Heterogeneous struc-
ture was observed in many particles from T0. However, T1
and T2 had larger, more homogenously mixed organic parti-
cles. Most often, EC was surrounded by organics. However,
occasionally fresh (uncoated) EC was observed. This will
Fig. 4. SEM image together with carbon, sulfur and potassium
linescans for particles from T0 site. The locations and directions
of line scans are shown by the arrows in panel (A). The intensities
of characteristic X-rays along the line scans are shown in panels (B)
and (C). The line scans conﬁrm that particle cores contain S and K,
coated by carbonaceous material. X axis was normalized by the
total scan distance. The bold lines represent the X-ray intensities
averaged for a number of individual line scans represented by faint
lines.
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Fig. 5. Particle maps produced by singular value decomposition of carbon K-edge spectral image “stacks” from STXM/NEXAFS. Spectra
on the right show components used to obtain the component maps on the left. This was done for (A) T0 at 12:30, (B) T1 at 13:30 and T2 at
14:30. For every ambient sample three major components are usually identiﬁed: 1) optically thick inorganic phase (IN) that often contains
K – blue color, 2) Organic/secondary carbon (OC) – green color, 3) High sp2 functional hybridization, usually from elemental carbon (EC)
– red color.
be more extensively quantiﬁed in a forthcoming publication.
The mixing of EC and IN phases was similar for the T1 and
T2 sites (Fig. 5b–c), whereas at the T0 the particle centers
were dominated by large IN inclusions (Fig. 5a). For the T0
particles, the EC inclusions may have been displaced from
the center of the particle upon crystallization of the IN phase.
In the following discussion, the chemical speciation in each
of the three phases is investigated based on the spectra dis-
played in Figs. 5 and 6.
The IN phase (blue) in Fig. 5 has a C K-edge spectrum
with a larger pre-edge (<280eV) baseline absorption level
than total carbon absorption (320eV) and/or characteristic
potassium peaks at 297.1 and 299.7eV. The high pre-edge
level of the inorganic region is due to a dominant density of
elements other than C. For a region to be classiﬁed as IN
its spectrum either contained potassium or the pre-edge in-
tensity (absorption at 278eV) was greater than half of the
absorption due to carbon (absorption at 320eV – absorp-
tion at 280eV) (Moffet et al., 2009). As particles develop
thick coatings, some inorganic cores may become masked.
NEXAFS spectra from the IN phase at the S, N, and O edges
are shown in blue in Fig. 6. The carboxyl functionality ob-
served in the OC phases (peak at 531.8eV in the oxygen
spectrum), was small or absent in the IN phase. The S, O,
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Fig. 6. Representative N, O and S edge spectra for EC, OC and
Inorganic (IN) phases.
and N NEXAFS spectra of the IN phase closely resemble
standard spectra of (NH4)2SO4 (Hopkins et al., 2008). The
signiﬁcant N 1s →π* peak in the IN phase (Fig. 6a) could
arise from nitrates, or if the chemical species is (NH4)2SO4,
this peak could result from radiation damage. Previous stud-
ies on (NH4)2SO4 by our group indicate the N 1s →π* peak
intensity increases with exposure to X-ray radiation. The
abundance of S and N was typically higher in the IN phase
than in the OC or EC phases, consistent with the SEM/EDX
results in Fig. 4 for T0.
In Fig. 5, the OC phase (green) is characterized by a
dominant contribution from the C 1s →π*COOH transition
(288.5eV) and was used to identify OC. A smaller contri-
bution from the C 1s → π*C=C peak at 285eV (C=C, sp2
hybridized carbon) is present in the OC phase as well. The
COOH functionality was veriﬁed by the presence of a pro-
nounced peak at 531.8eV, arising from the O 1s →π*C=O
transition (green trace in Fig. 6b). Based on the S NEX-
AFS spectrum, (shown as the green trace of Fig. 6c) the OC
phase also contains inorganic sulfur species. The sulfur spec-
trum measured for the OC phase resembles that previously
measured in our laboratory for (NH4)2SO4. However, the
SEM/EDX line scans in Fig. 4b indicate lower sulfur con-
centrations in the OC phase than the IN phase. Also, the
intensity of the N 1s →π* transition has a smaller contri-
bution in the OC phase than in the IN phase. This indicates
a difference in nitrogen speciation between the two phases.
If multiple nitrogen containing compounds were present in
the OC phase, the electronic transitions occurring at slightly
different energies could result in overlapping features that
wouldbroadentheobservedpeak. Thisissigniﬁcantlydiffer-
ent than the well-ordered inorganic, presumably crystalline
constituents, present in the IN phase. The nitrogen contain-
ing organics have been reported at T0 as well as in laboratory
examinations of T0 particulate matter (Moffet et al., 2008a).
From the maps in Fig. 5, the organic rich particles (green)
arelargerandmorehomogenousattheruralsites(T1andT2)
than at the city center (T0). Radial scans on particles contain-
ing inorganic inclusions (as identiﬁed below), show the dis-
tribution of carboxylic acids within single particles. Figure 7
displays box whisker plots from single particle COOH ra-
dial scans for each sampling site, T0, T1, and T2. The radial
scans were produced according to Takahama et al. (2008),
except COOH was calculated as the difference between the
intensity of the C 1s →π*COOH transition and the pre-edge
intensity. At T0, COOH is depleted at the particle center due
to the presence of large inorganic inclusions. This is con-
trary to the radial scans of particles with inorganic inclusions
from T1 and T2, most of which have the highest COOH peak
intensity at the particle centers. This indicates the physical
mixing of organic material within particulates differs among
the urban site (T0) and the rural sites (T1, T2).
In the map in Fig. 5, carbon-carbon sp2 bonds (C=C) rich
particle regions are indicated by red with the corresponding
spectra also shown in red. The abundance of sp2 hybridized
C=C bonds, characterized by the large peak at 285eV, is cor-
related with the presence of EC (Hopkins et al., 2007b). At
the carbon edge, the increased absorption of soot relative to
organics arises from the higher material density of black car-
bon (∼1.8g/cm3) versus organic carbon (∼1g/cm3). For a
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Fig. 7. COOH radial scans from STXM/NEXAFS analysis of par-
ticles having inorganic inclusions. At the urban site (T0), the inor-
ganic inclusions were located at the center of the particle, resulting
in a lower COOH content at that location of the particle. At T1 and
T2, the inorganic material was typically not located at the center of
the particles as indicated by the fact that the COOH absorption was
highest there. The mean value is indicated by the central white cir-
cle with black dot. The boxes represent the 25 and 75th percentiles
and the whiskers extend to the most extreme datapoints. The indi-
vidual unﬁlled circles are outliers.
Fig.8. Fractionsofparticletypes identiﬁedby theSTXM/NEXAFS
analyses and deﬁned in Fig. 3 for the samples collected at different
sampling sites. NOID indicates the particles that were not identi-
ﬁed.
particle region to be labeled as EC, the % sp2 was empiri-
cally set at 35%. It is possible that some of the EC phase
can be masked by a thick organic coating. EC inclusions ob-
served in this study appear as either compact structures or
non-spherical fractal-like structures. In samples from Mex-
ico City, the spectra of particles containing EC have a sig-
niﬁcant COOH peak. This was not observed in soot from
diesel exhaust or standard black carbon materials (Hopkins
et al., 2007b) and is attributed to the high photochemical ac-
tivity of Mexico City. In Fig. 6b, the oxygen edge spectrum
for the EC particles, like the OC phase, has a pronounced
peak at 531.8eV verifying the carbonyl (C=O) functionality
(Lessard et al., 2007; Urquhart and Ade, 2002). This obser-
vation is consistent with the observation that double bonds
of soot (EC) readily undergo oxidation reactions to form car-
bonyl groups (Nienow and Roberts, 2006).
3.4 Evolution of particle chemical composition
Carbon K edge spectra were measured on samples from each
site and the three phases (IN, OC, EC) were mapped. Com-
binations of these phases were used to quantify the particle
mixing state transformation from T0 to T2. To ascertain the
changes in mixing state as particles were transported away
from the city center, rule-based classiﬁcations deﬁned parti-
cle phase mixing. Particles detected in the MILAGRO sam-
ples from 22 March 2006 were sorted in four major groups
based upon the phases present within individual particles:
INOC, INOCEC, ECOC, and OC. The OC phase was present
in all particles and is included in each group.
In Fig. 8 the relative fraction of the particle classes at each
sampling site is shown. The number of particles analyzed in
each sample ranged between 130 and 320. The least pop-
ulated class (9 particles) had an uncertainty of 33% due to
counting statistics. As illustrated in Fig. 8, the fraction of
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Fig. 9. Bar plot presentation of CCSEM/EDX data indicating composition of individual particles (each plot shows 5000–7000 particles) and
relative particle-type contributions to the total sample characteristic for each of the samples collected at three sampling sites. Particle types
are as follows: 1) CNO 2) CNOS 3) CNOSKNa 4) mineral dust 5) NaRich.
homogenous OC particles (green) is much greater at T1 and
T2 than T0. This increase in homogeneous OC particles may
be related to the high sulfur concentrations, hydration histo-
ries, condensational growth, or the inﬂuence of local sources.
The most probable reason for the increase in homogenous
OC particles is the growth of nucleation mode particles. If
organics and sulfate condensed simultaneously during this
growth, they would be well-mixed and appear as homoge-
nous particles, particularly if the aerosols have not under-
gone a deliquescence/efﬂorescence cycle. The inhomoge-
neous INOC particles with large central IN inclusions may
be from a source speciﬁc to T0. The inorganic inclusions
for T1 and T2 were typically smaller and not as centrally lo-
cated compared to the particles at T0. Particles at T0 bear a
resemblance to particles obtained from sampling grass ﬁres
(Li et al., 2003; Posfai et al., 2003). Such ﬁres were observed
at T0 during this time of day and produced particles with a
similar composition (organics and potassium) (Moffet et al.,
2008a). Smaller inorganic inclusions at T1 and T2 could re-
sult from a different formation process (i.e. secondary con-
densation) than that responsible for formation of the large
inorganic crystals at T0.
The CCSEM/EDX analysis provides additional evidence
that the fraction of the predominantly organic containing par-
ticles increases in T1 and T2 samples. Figure 9 shows single
particle stacked bar plots for each sample. Each bar repre-
sents the composition of a single particle; the colors indi-
cate the relative atomic percent of the element indicated in
the legend. Consistent with the STXM/NEXAFS results, the
fraction of particles containing only carbon, nitrogen and/or
oxygen increases from T0 to T1 and T2. These data show
particles at T0 (∼50%) that are rich in sulfur. The highest
fraction of particles containing Na and K are also seen at
T0, a ﬁnding consistent with the large number of biomass
sources, and industrial emissions in the city center (Adachi
and Buseck, 2008; Moffet et al., 2008a; Aiken et al., 2009).
The Na rich particles identiﬁed by CCSEM/EDX were inter-
nally mixed and composed of only S, Cl, N, and O, suggest-
ing a non-mineral dust origin. In contrast, the rural T1 and
T2 sites have a higher fraction of mineral dust particles con-
taining the elements Al, Si, Ca and Fe. The Na rich particles
may arise due to the close proximity of T0 to the dry lake
bed, Texcoco (Moffet et al., 2008a).
Additional insight into the source of the homogenous
OC particles is gained by analyzing the size distribu-
tions of different particle types. Figure 10 illustrates
chemically-resolved particle size distributions obtained from
STXM/NEXAFS (left panels) and CCSEM/EDX (right pan-
els). As shown in Fig. 10, both the abundance and size of
the OC particles increase from T0 to T1 and T2. Because
the sampling sites are spatially and temporally separated, the
homogenousOCparticlescouldincreaseinsizeduringtrans-
port as implied by Fig. 10. Other investigators have shown
that condensational growth of Aitken mode particles was the
main mechanism by which aerosol concentrations increased
during aging in Mexico City (Iida et al., 2008; Kleinman et
al., 2009). In particular, Iida et al. (2008) show a similar nu-
cleation event occurring at T1 for 22 March 2006. At the
T1 site, Smith et al. noted that the nucleation mode parti-
cles were dominated by organics (Smith et al., 2008). These
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Fig. 10. Chemically resolved size distributions inferred from the
STXM/NEXAFS (left) and CCSEM/EDX (right) data sets for the
samples collected at three sampling sites during 22 March 2006.
Bin widths are all equivalent.
observations are consistent with the increase in homogenous
OC particles (from T0 to T1 and T2) arising from the growth
of particles originating at T0, but too small to be detected at
T0 (using these microscopy methods).
3.5 Changes in carbon bonding
To probe photochemical oxidation of OC in individual parti-
cles during transport, averaged NEXAFS spectra from each
of the ﬁve analyzed samples (1 at T0, 2 at T1, and 2 at T2)
were deconvoluted using a combination of known electronic
transitions. An example is shown in Fig. 11 for the T0 sam-
ple. The corresponding ﬁt results for all ﬁve samples are
given in Table 2. Table 2 lists the energy, electronic transi-
tion, and functionality assigned for each peak for all sam-
Fig. 11. Spectral deconvolution of the averaged C-edge spectrum
of particles detected at the T0 site sample. The solid bold black line
is the experimental data, the bold blue line is the best ﬁt using the
individual peaks labeled in the legend. A list of peak assignments
and relative areas for all sites is given in Table 2.
ples. The functions used for deconvoluting the NEXAFS
peaks for the carbon edge were developed using the method-
ology described by St¨ ohr (2003) and Takahamaet al. (2007).
In this study, Gaussian peaks were used to ﬁt the C1s →π*
and K L2 and L3 transitions. The broad C 1s →σ* transi-
tions were ﬁt with asymmetric Gaussian peaks and the ion-
ization edge step was modeled with a decaying arctangent
function. The locations of all peaks were ﬁxed to the po-
sitions in Table 2. For ﬁtting the discrete transitions, both
regular (FWHM 1eV) and asymmetric Gaussian functions
were used as described in Sect. 7.2.1 by St¨ ohr et al. (2003).
As shown in Fig. 11, these functions describe the different
spectral features of the carbon edge and allow for additional
physical insight to be gained from the NEXAFS spectra.
Figure 12 shows peak area trends derived from the decon-
volution analysis. Immediately apparent is that the average
carbon mass per particle is higher at T1 and T2 than at T0.
From Fig. 12e and Table 2, the total carbon mass per particle
increased by at least 40% from T0 to T2. This is accompa-
nied by increases in organic peaks for carboxylic acids, hy-
drocarbons, and O-CH2 groups (panels b–d). Hydrocarbon-
oxygen single bonds may be due to ethers, peroxides, alco-
hols, organo-nitrates, and organo-sulfates. Carboxylic acids
are frequently associated with photochemically produced or-
ganic aerosol. These results are consistent with the increase
in OC type particles discussed above and would be expected
from secondary organic aerosol formation (Seinfeld and Pan-
dis, 1998).
Table 2 also shows that the relative contribution of the
peak at 285eV decreases from T0 to T2. The intensity of
this peak is indicative of the number of carbon-carbon double
bonds. Using this peak, the percent of sp2 hybridization (%
sp2) was calculated using the method described by Hopkins
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Table 2. Peak areas (ODeV/particle) given by deconvolution of the average single particle carbon K-edge spectrum (with EC inclusions
removed) for each sampling site and time. See Fig. 9 for an example deconvolution ﬁt to the carbon K-edge. All times given are in CST.
Uncertainty in the last digit is reported at the 95% conﬁdence level and is shown in parentheses.
Energy (eV) Transition Functionality T0 12:35 CST T1 13:00 CST T1 18:00 CST T2 14:30 CST T2 19:30 CST Reference
285.1 1s→π* C*=C 0.21(±3) 0.20(±3) 0.18(±2) 0.18(±2) 0.14(±3) a, b, g
286.5 K 1s →π* or K 1s →π* R(C*=O)R or C*OH 0.29(±3) 0.21(±3) 0.21(±2) 0.20(±2) 0.15(±3) a, c
287.7 K 1s → C-H* C*H, C*H2, C*H3 0.28(±3) 0.57(±4) 0.47(±3) 0.50(±3) 0.37(±3) a, c
288.5 K 1s →π* R(C*=O)OH 0.77(±3) 0.88(±3) 0.80(±3) 0.88(±3) 0.73(±3) a, c, d, g
289.5 K 1s → 3pσ* OC*H2 0.71(±3) 0.95(±3) 0.78(±3) 0.91(±2) 0.77(±3) a, d
290.4 K 1s →π* C*O3 0.10(±5) 0.06(±6) 0.11(±6) 0.10(±5) 0.13(±5) a, e
297.1, 299.7 L2 2p1/2 → L3 2p3/2→ Potassium K* 0.188(±4) 0.046(±2) 0.050(±2) 0.055(±2) 0.142(±3) c, f
292.2 K 1s →σ* C*-C, C*-O 1.5(±3) 1.1(±3) 0.7(±3) 1.1(±2) 0.9(±3) a, g
300 1s →σ* C*=C, C*=O 2.1(±2) 1.2(±3) 1.4(±3) 1.3(±2) 1.5(±3) a
294.5 Edge Step Total Carbon 12.7(±5) 18.3(±6) 16.9(±6) 16.7(±4) 14.9(±6) a
a (St¨ ohr, 2003)
b (Hopkins et al., 2007b)
c (Takahama et al., 2007)
d (Tivanski et al., 2007)
e (Benzerara et al., 2005)
f (Yoon et al., 2006)
g (Hitchcock et al., 1992)
Fig. 12. Trends of (A) %sp2 bonds for whole particles (gray bars)
and for organic coatings (white bars), (B) COOH groups, (C) CHx
groups, (D) OCH2 groups and (E) total carbon. Error bars represent
95% conﬁdence interval.
et al. (2007b). The obtained results are plotted in Fig. 12
(panel a). The decrease in sp2 bonds detected in particles
from T0 to T1 and T2 samples could be due to any of the fol-
lowing reasons: a lower number fraction of EC particles, an
increase in organic mass, or the destruction of sp2 bonds due
to atmospheric oxidation. To explore this further, particles
containing only OC were examined and the combined % sp2
was calculated for each sample (Fig. 12, panel a). The OC at
T0 contained the largest amount of sp2 hybridized bonds and
the decreasing trend is equally apparent when EC particles
were included. It follows that decrease in sp2 bonds is likely
due to OC oxidation. However, the condensation of organic
matter onto particles may also play an additional role in the
decreasing relative contribution of the sp2 carbon within in-
dividual particles. Based on our results, these two processes
cannot be decoupled.
Although this paper focuses on 22 March as a case study,
a similar analysis was performed on a limited number of par-
ticles for 20 March – a day also expected to have the T0
to T2 transport pattern (Doran et al., 2007). Primary differ-
ences between 20 and 22 March are the absence of the ho-
mogenous OC phase at the rural locations and lower sulfur
concentrations. The rate of organic condensation could have
been much faster on 22 March compared to 20 March, allow-
ing the OC particles to become large enough to be detected
by our microscopic methods. Another difference observed
between 20 and 22 March, was a higher relative fraction of
EC observed at T1 and T2 on 20 March. However, all of
the trends in organic functionality between 20 and 22 March
were similar, suggesting an increase in organic mass with
time and distance from the center of the city.
4 Conclusions
In this study, the evolution of individual organic carbon parti-
cles was investigated as a function of time and distance dur-
ing transport away from Mexico City. An increase in or-
ganic functionality and total carbon mass (of at least 40%
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per particle) during the transport event of 22 March 2006
was observed. The mixing state of the particles evolved as
they advected further away from the city. A homogenous OC
particle type, a minor contributor at T0, is the dominant type
at the T1 (suburban) and T2 (rural) sites. These homogenous
OC particles were likely formed from condensational growth
of smaller particles.
These results are consistent with several other results from
the MILAGRO campaign. The increase in the fraction of
purely organic particles together with the decrease in the
fraction of elemental carbon particle types is consistent with
the increase in the OC to EC ratio measured by Doran et
al. (2007) and the increase in OC with plume age measured
by Kleinman (Doran et al., 2007; Kleinman et al., 2008).
Since organics are strongly scattering and weakly absorbing,
their increase is also consistent with the increase in single
scattering albedo (ratio of scattering to absorption) later in
the day (Marley et al., 2009a). Also, several researchers de-
tected high levoglucosan concentrations, a biomass burning
marker, on this sampling day (Aiken et al., 2009; Stone et
al., 2008). Similarly, we observed elevated levels of O-CH2
groups, a potential component of sugar molecules, such as
levoglucosan. Higher levels of O-CH2 functional groups at
T1 for 22 March, could indicate larger biomass burning con-
tributions at this site.
At the city center, we observed that particles have large
inorganic inclusions composed of sulfur, oxygen, potassium
and nitrogen surrounded by an organic coating. The coating
contained both sulfur and nitrogen, suggesting that organic
nitrogen and/or sulfur containing compounds are present, or
alternatively, that inorganic compounds are homogenously
mixed within the particle OC phase. The observation of a
phase with both organic and inorganic species is important
because the particle composition largely controls microphys-
ical properties such as hygroscopicity, heterogeneous reac-
tivity, vapor pressure and optical properties (Cappa et al.,
2008; Rood et al., 1989). These results should be compared
to models to evaluate our understanding of organic aerosol
aging mechanisms in a polluted urban atmosphere.
Acknowledgements. The authors gratefully acknowledge ﬁnancial
support provided by the Atmospheric Science Program of the
Department of Energy’s ofﬁce of Biological and Environmental
Research. R. C. Moffet acknowledges additional ﬁnancial support
from the Lawrence Berkeley National Laboratory Glenn T. Seaborg
Fellowship. R. C. Moffet also thanks Satoshi Takahama for
extremely helpful guidance with STXM data analysis techniques.
The STXM/NEXAFS particle analysis was performed at beamlines
11.0.2 and 5.3.2 and the SXRF analysis at beamline 10.3.1
at the Advanced Light Source at Lawrence Berkeley National
Laboratory. The work at the Advanced Light Source was sup-
ported by the Director, Ofﬁce of Science, Ofﬁce of Basic Energy
Sciences, of the US Department of Energy under Contract No.
DE-AC02-05CH11231. The CCSEM/EDX particle analysis was
performed in the Environmental Molecular Sciences Laboratory,
a national scientiﬁc user facility sponsored by the Department
of Energy’s Ofﬁce of Biological and Environmental Research at
Paciﬁc Northwest National Laboratory. PNNL is operated by the
US Department of Energy by Battelle Memorial Institute under
contract DE-AC06-76RL0. T. R. Henn thanks the student exchange
program between the University of W¨ urzburg and U. C. Berkeley
(curator Professor A. Forchel, W¨ urzburg and NSF IGERT program
at UCB, DGE-0333455, Nanoscale Science and Engineering-From
Building Blocks to Functional Systems). S. S. Cliff and K. D. Perry
gratefully acknowledge Yongjing Zhao and Donna Hamamoto for
analytical support at beamline 10.3.1.
Edited by: J. Gaffney
References
Adachi, K., and Buseck, P. R.: Internally mixed soot, sulfates, and
organic matter in aerosol particles from Mexico City, Atmos.
Chem. Phys., 8, 6469–6481, 2008,
http://www.atmos-chem-phys.net/8/6469/2008/.
Aiken, A. C., Salcedo, D., Cubison, M. J., Huffman, J. A., DeCarlo,
P. F., Ulbrich, I. M., Docherty, K. S., Sueper, D., Kimmel, J.
R., Worsnop, D. R., Trimborn, A., Northway, M., Stone, E. A.,
Schauer, J. J., Volkamer, R., Fortner, E., Foy, B. d., Wang, J.,
Laskin, A., Shutthanandan, V., Zheng, J., Zhang, R., Gaffney, J.,
Marley, N. A., Paredes-Miranda, G., Arnott, W. P., Molina, L. T.,
Sosa, G., and Jimenez, J. L.: Mexico City aerosol analysis during
MILAGRO using high resolution aerosol mass spectrometry at
the urban supersite (T0) – Part 1: Fine particle composition and
organic source apportionment, Atmos. Chem. Phys., 9, 6633–
6653, 2009, http://www.atmos-chem-phys.net/9/6633/2009/.
Alexander, D. T. L., Crozier, P. A., and Anderson, J. R.: Brown
carbon spheres in East Asian outﬂow and their optical properties,
Science, 321, 833–836, 2008.
Bae, M. S., Hong, C. S., Kim, Y. J., Han, J. S., Moon, K. J.,
Kondo, Y., Komazaki, Y., and Miyazaki, Y.: Intercomparison
of two different thermal-optical elemental carbons and optical
black carbon during ABC-EAREX2005, Atmos. Environ., 41,
2791–2803, 2007.
Beetz, T., Feser, M., Fleckenstein, H., Benjamin Hornberger, Ja-
cobsen, C., Kirz, J., Lerotic, M., Lima, E., Lu, M., Sayre, D.,
Shapiro, D., Stein, A., Tennant, D., and Wirick, S.: Soft X-ray
microscopy at the NSLS, Synch. Rad. News, 16, 11–15, 2003.
Bench, G., Grant, P. G., Ueda, D., Cliff, S. S., Perry, K. D., and
Cahill, T. A.: The use of STIM and PESA to measure proﬁles
of aerosol mass and hydrogen content, respectively, across my-
lar rotating drums impactor samples, Aerosol Sci. Technol., 36,
642–651, 2002.
Benzerara, K., Yoon, T. H., Menguy, N., Tyliszczak, T., and Brown,
G. E.: Nanoscale environments associated with bioweathering of
a Mg-Fe-pyroxene, Proc. Natl. Acad. Sci. USA, 102, 979–982,
2005.
Braun, A., Kubatova, A., Wirick, S., and Mun, S. B.: Radia-
tion damage from EELS and NEXAFS in diesel soot and diesel
soot extracts, J. Electron Spectrosc. Relat. Phenom., 170, 42–48,
2009.
Cahill, T. A. and Wayakabashi, P.: Compositional analysis of size
segregated aerosol samples, ACS Adv. Chem. Ser., 232, 211–
228, 1993.
Canagaratna, M. R., Jayne, J. T., Jimenez, J. L., Allan, J. D., Al-
farra, M. R., Zhang, Q., Onasch, T. B., Drewnick, F., Coe, H.,
www.atmos-chem-phys.net/10/961/2010/ Atmos. Chem. Phys., 10, 961–976, 2010974 R. C. Moffet et al.: Microscopic characterization of carbonaceous aerosol
Middlebrook, A., Delia, A., Williams, L. R., Trimborn, A. M.,
Northway, M. J., DeCarlo, P. F., Kolb, C. E., Davidovits, P., and
Worsnop, D. R.: Chemical and microphysical characterization
of ambient aerosols with the aerodyne aerosol mass spectrome-
ter, Mass Spectrom. Rev., 26, 185–222, 2007.
Cappa, C.D., Lovejoy, E.R., andRavishankara, A.R.: Evidencefor
liquid-like and nonideal behavior of a mixture of organic aerosol
components, Proc. Natl. Acad. Sci. USA, 105, 18687–18691,
2008.
de Foy, B., Fast, J. D., Parch, S. J., Phillips, D., Walters, J. T.,
Coulter, R. L., Martin, T. J., Pekour, M. S., Shaw, W. J., Kas-
tendeuch, P. P., Marley, N. A., Retama, A., and Molina, L. T.:
Basin-Scale Wind Transport During the MILAGRO Field Cam-
paign and Comparison to Climatology Using Cluster Analysis,
Atmos. Chem. Phys., 8, 1209–1224, 2008,
http://www.atmos-chem-phys.net/8/1209/2008/.
Doran, J. C., Abbott, S., Archuleta, J., Bian, X., Chow, J., Coulter,
R. L., de Wekker, S. F. J., Edgerton, S., Elliott, S., Fernandez, A.,
Fast, J. D., Hubbe, J. M., King, C., Langley, D., Leach, J., Lee,
J. T., Martin, T. J., Martinez, D., Martinez, J. L., Mercado, G.,
Mora, V., Mulhearn, M., Pena, J.L., Petty, R., Porch, W., Russell,
C., Salas, R., Shannon, J. D., Shaw, W. J., Sosa, G., Tellier, L.,
Templeman, B., Watson, J. G., White, R., Whiteman, C. D., and
Wolfe, D.: The IMADA-AVER boundary layer experiment in the
Mexico City area, B. Am. Meteorol. Soc., 79, 2497–2508, 1998.
Doran, J. C., Barnard, J. C., Arnott, W. P., Cary, R., Coulter, R.,
Fast, J. D., Kassianov, E. I., Kleinman, L., Laulainen, N. S., Mar-
tin, T., Paredes-Miranda, G., Pekour, M. S., Shaw, W. J., Smith,
D. F., Springston, S. R., and Yu, X. Y.: The T1-T2 study: evo-
lution of aerosol properties downwind of Mexico City, Atmos.
Chem. Phys., 7, 1585–1598, 2007,
http://www.atmos-chem-phys.net/7/1585/2007/.
Doran, J. C., Fast, J. D., Barnard, J. C., Laskin, A., Desyaterik, Y.,
and Gilles, M. K.: Applications of lagrangian dispersion model-
ing to the analysis of changes in the speciﬁc absorption of ele-
mental carbon, Atmos. Chem. Phys., 8, 1377–1389, 2008,
http://www.atmos-chem-phys.net/8/1377/2008/.
Egerton, R. F., Li, P., and Malac, M.: Radiation damage in the TEM
and SEM, Micron, 35, 399–409, 2004.
Fast, J. D. and Easter, R. C.: Lagrangian particle dispersion model
compatible with WRF, 7th WRF Users Workshop, p. 6.2, 2006.
Fast, J. D., Aiken, A., L.Alexander, Campos, T., Canagaratna, M.,
Chapman, E., DeCarlo, P., Foy, B. d., Gaffney, J., Gouw, J.
d., Doran, J. C., Emmons, L., Hodzic, A., Herndon, S., Huey,
G., Jayne, J., Jimene, J., Kleinman, L., Kuster, W., Marley,
N., Ochoa, C., Onasch, T., Pekour, M., Song, C., Warneke, C.,
Welsh-Bon, D., Wiedinmyer, C., Yu, X.-Y., and Zaveri, R.: Eval-
uating simulated primary anthropogenic and biomass burning
organic aerosols during MILAGRO: Implications for assessing
treatments of secondary organic aerosols, Atmos. Chem. Phys.,
9, 6191–6215, 2009,
http://www.atmos-chem-phys.net/9/6191/2009/.
Fuzzi, S., Andreae, M. O., Huebert, B. J., Kulmala, M., Bond,
T. C., Boy, M., Doherty, S. J., Guenther, A., Kanakidou, M.,
Kawamura, K., Kerminen, V. M., Lohmann, U., Russell, L. M.,
and P¨ oschl, U.: Critical assessment of the current state of scien-
tiﬁc knowledge, terminology, and research needs concerning the
role of organic aerosols in the atmosphere, climate, and global
change, Atmos. Chem. Phys., 6, 2017–2038, 2006,
http://www.atmos-chem-phys.net/6/2017/2006/.
Geron, C.: Carbonaceous aerosol over a Pinus taeda forest in Cen-
tral North Carolina, USA, Atmos. Environ., 43, 959–969, 2009.
Hitchcock, A. P., Urquhart, S. G., and Rightor, E. G.: Inner-Shell
Spectroscopy of Benzaldehyde, Terephthalaldehyde, Ethyl Ben-
zoate, Terephthaloyl Chloride, and Phosgene – Models for Core
Excitation of Poly(Ethylene-Terephthalate), J. Phys. Chem., 96,
8736–8750, 1992.
Hopkins, R. J., Lewis, K., Desyaterik, Y., Wang, Z., Tivan-
ski, A. V., Arnott, W. P., Laskin, A., and Gilles, M. K.:
Correlations between optical, chemical and physical properties
of biomass burn aerosols, Geophys. Res. Lett., 34, L18806,
doi:10.1029/2007GL030502, 2007a.
Hopkins, R. J., Tivanski, A. V., Marten, B. D., and Gilles, M. K.:
ChemicalBondingandStructureofBlackCarbonReferenceMa-
terials and Individual Carbonaceous Atmospheric Aerosols, J.
Aerosol Sci., 38, 573–591, 2007b.
Hopkins, R. J., Desyaterik, Y., Tivanski, A. V., Zaveri, R. A.,
Berkowitz, C. M., Tyliszczak, T., Gilles, M. K., and Laskin, A.:
Chemical speciation of sulfur in marine cloud droplets and parti-
cles: Analysis of individual particles from the marine boundary
layer over the California current, J. Geophys. Res.-Atmos., 113,
D04209, doi:10.1029/2007JD008954, 2008.
Iida, K., Stolzenburg, M. R., McMurry, P. H., and Smith, J.
N.: Estimating nanoparticle growth rates from size-dependent
charged fractions: Analysis of new particle formation events
in Mexico City, J. Geophys. Res.-Atmos., 113, D05207,
doi:10.1029/2007JD009260, 2008.
Johnson, K. S., de Foy, B., Zuberi, B., Molina, L. T., Molina, M.
J., Xie, Y., Laskin, A., and Shutthanandan, V.: Aerosol composi-
tion and source apportionment in the Mexico City Metropolitan
Area with PIXE/PESA/STIM and multivariate analysis, Atmos.
Chem. Phys., 6, 4591–4600, 2006,
http://www.atmos-chem-phys.net/6/4591/2006/.
Katrinak, K. A., Rez, P., and Buseck, P. R.: Structural Variations in
Individual Carbonaceous Particles from an Urban Aerosol, Env-
iron. Sci. Technol., 26, 1967–1976, 1992.
Kilcoyne, A. L. D., Tyliszczak, T., Steele, W. F., Fakra, S., Hitch-
cock, P., Franck, K., Anderson, E., Harteneck, B., Rightor, E.
G., Mitchell, G. E., Hitchcock, A. P., Yang, L., Warwick, T., and
Ade, H.: Interferometer-controlled scanning transmission X-ray
microscopes at the Advanced Light Source, J. Synchrotron Ra-
diat., 10, 125–136, 2003.
Kirz, J. and Rarback, H.: Soft-X-Ray Microscopes, Rev. Sci. In-
strum., 56, 1–13, 1985.
Kleinman, L. I., Springston, S. R., Daum, P. H., Lee, Y. N., Nun-
nermacker, L. J., Senum, G. I., Wang, J., Weinstein-Lloyd, J.,
Alexander, M. L., Hubbe, J., Ortega, J., Canagaratna, M. R., and
Jayne, J.: The time evolution of aerosol composition over the
Mexico City plateau, Atmos. Chem. Phys., 8, 1559–1575, 2008,
http://www.atmos-chem-phys.net/8/1559/2008/.
Kleinman, L. I., Springston, S. R., Wang, J., Daum, P. H., Lee,
Y. N., Nunnermacker, L. J., Senum, G. I., Weinstein-Lloyd, J.,
Alexander, M. L., Hubbe, J., Ortega, J., Zaveri, R. A., Cana-
garatna, M. R., and Jayne, J.: The time evolution of aerosol size
distribution over the Mexico City plateau, Atmos. Chem. Phys.,
9, 4261–4278, 2009,
http://www.atmos-chem-phys.net/9/4261/2009/.
Laskin, A., Iedema, M. J., and Cowin, J. P.: Time-resolved aerosol
Atmos. Chem. Phys., 10, 961–976, 2010 www.atmos-chem-phys.net/10/961/2010/R. C. Moffet et al.: Microscopic characterization of carbonaceous aerosol 975
collector for CCSEM/EDX single-particle analysis, Aerosol Sci.
Technol., 37, 246–260, 2003.
Laskin, A., Cowin, J. P., and Iedema, M. J.: Analysis of individual
environmental particles using modern methods of electron mi-
croscopy and X-ray microanalysis, J. Electron Spectrosc. Relat.
Phenom., 150, 260–274, 2006.
Lessard, R., Cuny, J., Cooper, G., and Hitchcock, A. P.: Inner-shell
excitation of gas phase carbonates and -dicarbonyl compounds,
Chem. Phys., 331, 289–303, 2007.
Li, J., Posfai, M., Hobbs, P. V., and Buseck, P. R.: Individual aerosol
particles from biomass burning in southern Africa: 2, Composi-
tions and aging of inorganic particles, J. Geophys. Res.-Atmos.,
108, 8484, doi:10.1029/2002JD002310, 2003.
Maria, S.F., Russell, L.M., Gilles, M.K., andMyneni, S.C.B.: Or-
ganic aerosol growth mechanisms and their climate-forcing im-
plications, Science, 306, 1921–1924, 2004.
Marley, N. A., Gaffney, J. S., Castro, T., Salcido, A., and Freder-
ick, J.: Measurements of aerosol absorption and scattering in the
Mexico City Metropolitan Area during the MILAGRO ﬁeld cam-
paign: a comparison of results from the T0 and T1 sites, Atmos.
Chem. Phys., 9, 189–206, 2009a,
http://www.atmos-chem-phys.net/9/189/2009/.
Marley, N. A., Gaffney, J. S., Tackett, M., Sturchio, N. C., Heraty,
L., Martinez, N., Hardy, K. D., Marchany-Rivera, A., Guilder-
son, T., MacMillan, A., and Steelman, K.: The impact of bio-
genic carbon sources on aerosol absorption in Mexico City, At-
mos. Chem. Phys., 9, 1537–1549, 2009b,
http://www.atmos-chem-phys.net/9/1537/2009/.
Maxwell, J. A., Campbell, J. L., and Teesdale, W. J.: The Guelph
Pixe Software Package, Nucl. Instrum. Meth. B, 43, 218–230,
1989.
Moffet, R. C., de Foy, B., Molina, L. T., Molina, M. J., and Prather,
K.A.: MeasurementofambientaerosolsinnorthernMexicoCity
by single particle mass spectrometry, Atmos. Chem. Phys., 8,
4499–4516, 2008a,
http://www.atmos-chem-phys.net/8/4499/2008/.
Moffet, R. C., Desyaterik, Y., Hopkins, R. J., Tivanski, A. V., Gilles,
M. K., Wang, Y., Shutthanandan, V., Molina, L. T., Abraham, R.
G., Johnson, K. S., Mugica, V., Molina, M. J., Laskin, A., and
Prather, K. A.: Characterization of aerosols containing Zn, Pb,
and Cl from an industrial region of Mexico City, Environ. Sci.
Technol., 42, 7091–7097, 2008b.
Moffet, R. C., Qin, X. Y., Rebotier, T., Furutani, H., and
Prather, K. A.: Chemically segregated optical and microphysi-
cal properties of ambient aerosols measured in a single-particle
mass spectrometer, J. Geophys. Res.-Atmos., 113, D12213,
doi:10.1029/2007JD009393, 2008c.
Moffet, R. C., Henn, T. R., Kilcoyne, A. L. D., Tyliszczak, T.,
Laskin, A., and Gilles, M. K.: Automated Analysis of Individ-
ual Nanometer Sized Carbonaceous Particles using Soft X-ray
Spectromicroscopy, Anal. Chem., in preparation, 2010.
Molina, L. T., Kolb, C. E., de Foy, B., Lamb, B. K., Brune, W.
H., Jimenez, J. L., Ramos-Villegas, R., Sarmiento, J., Parmo-
Figueroa, V. H., Cardenias, B., Gutierrez-Avedoy, V., and
Molina, M. J.: Air quality in North America’s most populous city
– overview of MCMA-2003 Campaign, Atmos. Chem. Phys., 7,
2447–2473, 2007,
http://www.atmos-chem-phys.net/7/2447/2007/.
Molina, M. J. and Molina, L. T. (eds.): Air Quality in the Mexico
Megacity: An Integrated Assessment, Kluwer Academic, The
Netherlands, 2002.
Murphy, D. M.: The design of single particle laser mass spectrom-
eters, Mass Spectrom. Rev., 26, 150–165, 2007.
Nienow, A. M. and Roberts, J. T.: Heterogenous chemistry of car-
bon aerosols Annu. Rev. Phys. Chem., 57, 105–128, 2006.
Posfai, M., Simonics, R., Li, J., Hobbs, P. V., and Buseck,
P. R.: Individual aerosol particles from biomass burning in
southern Africa: 1. Compositions and size distributions of
carbonaceous particles, J. Geophys. Res.-Atmos., 108, 8483,
doi:10.1029/2002JD002291, 2003.
Reid, J. S., Koppmann, R., Eck, T. F., and Eleuterio, D. P.: A review
of biomass burning emissions part II: intensive physical proper-
ties of biomass burning particles, Atmos. Chem. Phys., 5, 799–
825, 2005, http://www.atmos-chem-phys.net/5/799/2005/.
Ro, C. U., Osan, J., Szaloki, I., de Hoog, J., Worobiec, A., and Van
Grieken, R.: A Monte Carlo program for quantitative electron-
induced X-ray analysis of individual particles, Anal. Chem., 75,
851–859, 2003.
Ro, C. U., Kim, H., and Van Grieken, R.: An expert system for
chemical speciation of individual particles using low-Z particle
electron probeX-ray microanalysis data, Anal.Chem., 76, 1322–
1327, 2004.
Robinson, A. L., Donahue, N. M., Shrivastava, M. K., Weitkamp,
E. A., Sage, A. M., Grieshop, A. P., Lane, T. E., Pierce, J. R., and
Pandis, S. N.: Rethinking organic aerosols: Semivolatile emis-
sions and photochemical aging, Science, 315, 1259–1262, 2007.
Rood, M. J., Shaw, M. A., Larson, T. V., and Covert, D. S.: Ubiq-
uitous Nature of Ambient Metastable Aerosol, Nature, 337, 537-
539, 1989.
Russell, L. M., Maria, S. F., and Myneni, S. C. B.: Mapping organic
coatings on atmospheric particles, Geophys. Res. Lett., 29, 1779,
doi:10.1029/2002GL014874, 2002.
Salcedo, D., Onasch, T. B., Dzepina, K., Canagaratna, M. R.,
Zhang, Q., Huffman, J. A., DeCarlo, P. F., Jayne, J. T., Mor-
timer, P., Worsnop, D. R., Kolb, C. E., Johnson, K. S., Zuberi,
B., Marr, L. C., Volkamer, R., Molina, L. T., Molina, M. J., Car-
denas, B., Bernabe, R. M., Marquez, C., Gaffney, J. S., Marley,
N. A., Laskin, A., Shutthanandan, V., Xie, Y., Brune, W., Lesher,
R., Shirley, T., and Jimenez, J. L.: Characterization of ambient
aerosols in Mexico City during the MCMA-2003 campaign with
Aerosol Mass Spectrometry: results from the CENICA Super-
site, Atmos. Chem. Phys., 6, 925–946, 2006,
http://www.atmos-chem-phys.net/6/925/2006/.
Sayre, D., Kirz, J., Feder, R., Kim, D. M., and Spiller, E.: Trans-
mission Microscopy of Unmodiﬁed Biological-Materials – Com-
parative Radiation Dosages with Electrons and Ultrasoft X-Ray
Photons, Ultramicroscopy, 2, 337–349, 1977.
Seinfeld, J. H. and Pandis, S. N.: Atmospheric Chemistry and
Physics, 1st ed., John Wiley & Sons, Inc., New York, USA, 1998.
Seinfeld, J. H. and Pankow, J. F.: Organic atmospheric par-
ticulate material, Annu. Rev. Phys. Chem., 54, 121–140,
doi:10.1146/annurev.physchem.1154.011002.103756, 2003.
Shaw, W.J., Pekour, M.S., Coulter, R.L., Martin, T.J., andWalters,
J. T.: The daytime mixing layer observed by radiosonde, proﬁler,
and LIDAR during MILAGRO, Atmos. Chem. Phys. Discuss., 7,
15025–15065, 2007,
http://www.atmos-chem-phys-discuss.net/7/15025/2007/.
Shutthanandan, V., Thevuthasan, S., Disselkamp, R., Stroud, A.,
www.atmos-chem-phys.net/10/961/2010/ Atmos. Chem. Phys., 10, 961–976, 2010976 R. C. Moffet et al.: Microscopic characterization of carbonaceous aerosol
Cavanagh, A., Adams, E. M., Baer, D. R., Barrie, L. A., Cliff, S.
S., Jimenez-Cruz, M., and Cahill, T. A.: Development of PIXE,
PESA and transmission ion microscopy capability to measure
aerosols by size and time, Nucl. Instrum. Meth. B, 189, 284–288,
2002.
Smith, J. N., Dunn, M. J., VanReken, T. M., Iida, K., Stolzenburg,
M. R., McMurry, P. H., and Huey, L. G.: Chemical compo-
sition of atmospheric nanoparticles formed from nucleation in
Tecamac, Mexico: Evidence for an important role for organic
species in nanoparticle growth, Geophys. Res. Lett., 35, L04808,
doi:10.1029/2007GL032523, 2008.
St¨ ohr, J.: NEXAFS Spectroscopy, 1st ed., Springer-Verlag, Berlin,
Heidelberg, Germany, 2003.
Stone, E. A., Snyder, D. C., Sheesley, R. J., Sullivan, A. P., Weber,
R. J., and Schauer, J. J.: Source apportionment of ﬁne organic
aerosol in Mexico City during the MILAGRO experiment 2006,
Atmos. Chem. Phys., 8, 1249–1259, 2008,
http://www.atmos-chem-phys.net/8/1249/2008/.
Takahama, S., Gilardoni, S., Russell, L. M., and Kilcoyne, A. L.
D.: Classiﬁcation of multiple types of organic carbon compo-
sition in atmospheric particles by scanning transmission X-ray
microscopy analysis, Atmos. Environ., 41, 9435–9451, 2007.
Takahama, S., Gilardoni, S., and Russell, L. M.: Single-
particle oxidation state and morphology of atmospheric
iron aerosols, J. Geophys. Res.-Atmos., 113, D22202,
doi:10.1029/2008JD009810, 2008.
Tivanski, A. V., Hopkins, R. J., Tyliszcazak, T., and Gilles, M. K.:
Oxygenated Interface on Biomass Burn Tar Balls Determined
by Single Particle Scanning Transmission X-ray Microscopy, J.
Phys. Chem. A, 111, 5448–5458, 2007.
Urquhart, S. G. and Ade, H.: Trends in the Carbonyl Core (C 1S, O
1S) -> pi* C=O Transition in the Near-Edge X-ray Absorption
Fine Structure Spectra of Organic Molecules, J. Phys. Chem. B,
106, 8531–8538, 2002.
van Poppel, L. H., Friedrich, H., Spinsby, J., Chung, S. H.,
Seinfeld, J. H., and Buseck, P. R.: Electron tomography of
nanoparticle clusters: Implications for atmospheric lifetimes
and radiative forcing of soot, Geophys. Res. Lett., 32, L24811,
doi:10.1029/2005GL024461, 2005.
Volkamer, R., Jimenez, J. L., San Martini, F., Dzepina, K., Zhang,
Q., Salcedo, D., Molina, L. T., Worsnop, D. R., and Molina, M.
J.: Secondary organic aerosol formation from anthropogenic air
pollution: Rapid and higher than expected, Geophys. Res. Lett.,
33, L17811, doi:10.1029/2006GL026899, 2006.
Yokelson, R. J., Urbanski, S. P., Atlas, E. L., Toohey, D. W., Al-
varado, E. C., Crounse, J. D., Wennberg, P. O., Fisher, M. E.,
Wold, C. E., Campos, T. L., Adachi, K., Buseck, P. R., and Hao,
W. M.: Emissions from forest ﬁres near Mexico City, Atmos.
Chem. Phys., 7, 5569–5584, 2007,
http://www.atmos-chem-phys.net/7/5569/2007/.
Yoon, T. H., Benzerara, K., Ahn, S., Luthy, R. G., Tyliszczak, T.,
and Brown, G. E.: Nanometer-scale chemical heterogeneities of
blackcarbonmaterialsandtheirimpactsonPCBsorptionproper-
ties: Soft X-ray spectromicroscopy study, Environ. Sci. Technol.,
40, 5923–5929, 2006.
Zhang, Q., Jimenez, J. L., Canagaratna, M. R., Allan, J. D., Coe,
H., Ulbrich, I., Alfarra, M. R., Takami, A., Middlebrook, A.
M., Sun, Y. L., Dzepina, K., Dunlea, E., Docherty, K., De-
Carlo, P. F., Salcedo, D., Onasch, T., Jayne, J. T., Miyoshi,
T., Shimono, A., Hatakeyama, S., Takegawa, N., Kondo, Y.,
Schneider, J., Drewnick, F., Borrmann, S., Weimer, S., Demer-
jian, K., Williams, P., Bower, K., Bahreini, R., Cottrell, L.,
Grifﬁn, R. J., Rautiainen, J., Sun, J. Y., Zhang, Y. M., and
Worsnop, D. R.: Ubiquity and dominance of oxygenated species
in organic aerosols in anthropogenically-inﬂuenced Northern
Hemisphere midlatitudes, Geophys. Res. Lett., 34, L13801,
doi:10.1029/2007GL029979, 2007.
Atmos. Chem. Phys., 10, 961–976, 2010 www.atmos-chem-phys.net/10/961/2010/